Synthesis of 7,14-Diacetyl-3,10-diethoxy-6,13-dihalo-triphenodithiazine and Derivatives 7 -E tlioxy-l,2,4-trih alo-3H -p h en oth iazin -3-on e, 3,10-D iethoxy-6,13-dihalotriphenodithiazine, 3 ,10-D iethoxy-6,13-d ih alo-7 ,14-diacetyl-triphenodithiazine, 7 -E th oxy-l,2,4-trih alop h en oth iazin -3-ol, 7-E th oxy-l,2,4-trih alo-3-acetoxy-p lien oth iazin e 7,14-D iacetyl-6,13-dihalo-3,10-diethoxytriphenodithiazines have b een syn th esised by reductive acety la tio n o f 6,13-dihalo-3,10-diethoxytriphenodithiazine w ith Zn d u st (AC2O) pyridine. A ttem p ts to syn th esis 7,14-dihydro-6,13-dihalo-3,10-diethoxytriphenodithiazine is failed. O xidation w ith 30% H 2O2 in AcO H o f 7,14-diacetyl-6,13-dihalo-3,10-diethoxytriphenodithiazine did n ot produce its S,S-dioxide. 3-A ceto x y -7 -eth o x y -l,2 ,4 -trih a lophenothiazine on treatm en t w ith 30% H 20 2 in A cO H regenerated 7-eth o x y -l,2 ,4 -trih a lo -3H -ph en oth iazin e-3-on e by oxid ative deacetylation. Their R j valu es and IR spectral data have been recorded.
Little information is available on the chemistry of salt of 2-amino-5-ethoxythiophenol (AET) with triphenodithiazines1 >2
(l,4-benzothiazino-[2,3-a] chloranil and bromanil. The condensation reaction phenothiazines) which is used as vat dye stuff', proceeds in the same fashion with the zinc thiol as antioxidants for polycarbonates3 and in the pre-with the free thiol, but the use of the zinc salt is paration of exidation and corrosion resistant articles superior, since it is more stable. 1 obtained were with good high temperature stability4. Tripheno-again condensed with zinc salt of AET (1 mole dithiazine (A) and 7,14-dihydro-6,13-dioxytriphe-equivalent) in AcOH to give 6, 13-dihalo-3,10-nodithiazine5-6 (B) derivatives are well known as diethoxy-triphenodithiazine (2) which has identical the basic compounds, but compounds of the type mixed mpts and R f values with those obtained 7,14-dihydrotriphenodithiazine (C) (whereX=H or directly by condensing zinc salt of AET (2 mole monovalent substituent) are not known. Attempts equivalent) with chloranil and bromanil in AcOH to synthesis C remains unsuccessful7. In the present (see Scheme 1). paper we have reported the synthesis of 7,14-diaRrst method cetyl derivatives of C. Reduction of 2 with sodium dithionite in acetone produces yellow coloured solution of 7,14-dihydro-6,13-dihalo-3,10-diethoxytriphenodithiazine (3) which when poured in ice-cooled water containing sodiumdithionite gave light yellow precipitate of 3, but it immediately turns to violet colour of 2. Several attempts fails to isolate 3. Thus, we have obtained its 7,14-diacetyl derivative (4) without isolating 3, by reductive acetylation of 2 with zinc dust -Ac20-pyridine under vigorous condition. 4 on treatment with acid or base afforded again the starting material i.e. 2. 4 on oxidation with 30% H2O2 in acetic acid gave back 2 instead of its S.Sdioxide (see Scheme 2). 1 on reduction with sodium dithionite in acetone or with zinc dust in glacial acetic acid afforded 7-ethoxy-l,2,4-trihalophenothiazin-3-ol (5) which on acetylation, with Ac20/pyridine gave 3-acetoxy-7-ethoxy-l,2,4-trihalophenothiazine (6). 6 were also obtained from 1 on reductive acetylation with zinc dust/Ac2 0 in presence of pyridine as a catalyst under mild condition, 1 on reductive acetylation with zinc dust/Ac2 0 /pyridine under vigorous con dition gave 3-acetoxy-10-acetyl-7-ethoxy-l,2,4-trihalophenothiazine as a yellow mixture which on pour in water gave 6. It may be due to the presence of electron withdrawing halogen at position one which weakens the >N-COCH3 bond and gets hydrolysed in aqueous medium (see Scheme 3).
6 on oxidation with 30% H2O2 in acetic acid medium afforded 1, instead of expected S-dioxide10. It may be due to the oxidative deacetylation of 6. The probable mechanism of the reaction may be shown as follows:
Acetic acid and H 2 O 2 gave peracetic acid and water molecule. Due to acidic medium 6 is hydro lysed to 5 and acetic acid. 5, thusformed, is im mediately oxidised by peracetic acid to 1. 2-Amino-ö-ethoxythiophenol11 was prepared by the alkaline hydrolysis of 2-amino-6-ethoxybenzothiazole, which was obtained in good yields by the modfication of earlier reported methods12,13.
The structure of all these compounds have been confirmed by their elemental analysis and IR spec tral data. Experimental All reactions were carried under nitrogeneous atmosphere. All melting points are uncorrected. IR spectra were recorded with a Perkin-Elmer IR-4 spectrophotometre for KBr pellets using Nujol.
The purity of compounds were tested by tic on silica gel 'G' (E. Merck) in various solvent systems. Cone. 
°C).

Synthesis of 2-amino-5-ethoxythiophenol ( A E T )
A mixture of 2-amino-6-ethoxybenzothiazole (53 g, 0.27 mole), KOH (85 g, 1.5 mole) and water (250 ml) was refluxed until ammonia (70% yield) was no longer evolved (9 h). The solution was cooled at 0-5 °C after filtration, neutralized with AcOH Table. Method B : by reductive acetylation of 1: 0.0033 mole of 1 in 25 ml ÄC2O and 0.5 ml pyridine was stirred with zinc dust (0.5 g) at room temperature for 15 min. The colourless solution was filtered and poured into ice cooled wrater. The resulting solid was purified as above. Mixed melting point deter mination gave no depression in melting point with authentic sample obtained by method A.
Regeneration of 1 from 6 0.5 g of 6 in 5 ml glacial AcOH was refluxed and a calculated amount of 30% H2O2 was added, immediately, reaction mixture changed to violet colour from pale yellow. After 15 min the reaction
